1 H NMR spectra were recorded on a Varian Unity plus 400 MHz spectrometer in CDCl 3 or d 6 -DMSO.
Data is expressed in parts per million (ppm) downfield shift from tetramethylsilane or residual protiosolvent as internal reference and are reported as position (in ppm), multiplicity (s = singlet, d = doublet, t = triplet, m= multiplet), coupling constant (J in Hz) and integration (number of protons). 13 C nuclear magnetic resonance spectra were recorded on a Varian Unity plus 400 MHz spectrometer in 
X-ray crystallography
Data were collected on a Bruker Kappa APEX II system using APEX2 software. 3 An Oxford Cryostream 700 low-temperature device was used to control temperature. MoKα radiation was used. Initial cell constants were found by small widely separated "matrix" runs. Data collection strategies were determined using COSMO. 4 Scan speeds and scan widths were chosen based on scattering power and peak rocking curves.
Unit cell constants and orientation matrix were improved by least-squares refinement of reflections thresholded from the entire dataset. Integration was performed with SAINT, 5 using the improved unit cell as a starting point. Precise unit cell constants were calculated in SAINT from the final merged dataset.
Lorenz and polarization corrections were applied. An absorption correction was applied using SADABS.
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The dataset was reduced with SHELXTL. 7 The structure was solved by direct methods without incident.
Friedel opposites were merged, and no attempt was made to determine absolute configuration.
Coordinates for the oxime hydrogen atoms were allowed to refine. All other hydrogen atoms were assigned to idealized positions and were allowed to ride. Isotropic thermal parameters for the hydrogen atoms were constrained to be 1.2x (all other) that of the connected atom. Table S1 Crystallographic data for 1,3,5-tris-[CH(=NOH)]-benzene.
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Synthesis of 4-(bromoethynyl)benzaldehyde
Scheme S1 Synthesis of 4-(bromoethynyl)benzaldehyde.
Step 1 Step 2: Synthesis of 4-ethynylbenzaldehyde 
General synthesis of the aldoximes
In a mortar, 1.0 mole of aldehyde and 1.2 moles (per aldehyde present) of hydroxylamine hydrochloride is ground together with a pestle. Then, 1.2 moles (per aldehyde present) of crushed sodium hydroxide is added and the mixture is ground further with the addition of 2-4 drops of methanol, for 2 minutes at room temperature. The reaction mixture is left for 5 minutes, after which it is ground for another 2 minutes with 2-4 drops of methanol. At this stage the reaction is monitored by TLC. Upon completion of the reaction, a 1 H NMR of the crude mixture is taken in d 6 DMSO to confirm the formation of aldoxime. The crude mixture is washed with water to get rid of any inorganic salts and it is air dried, after which the melting point is taken to confirm the formation of pure product.
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Characterization of the aldoximes (3 H, s).
Note: Some yields listed in the ESI are lower than those reported in the main text of the paper. However, the 100% conversions reported in the main text are based upon NMR data and reflect the analysis on the crude solid straight out of the mortar. In order to obtain a pure material suitable for melting point determination, we washed with water which in some cases reduced the final yield because some oximes were partially soluble in water. If a regular extraction was carried out, however, the yields were always 95-100%.
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